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(54) Olefin copolymers and processes for preparing same 

(57) In accordance with the present invention, there 
are provided ethylene copolymers composed of struc- 
tural units (a) derived from ethylene and structural units 
(b) derived from a-olefin of 3 ~ 20 carbon atoms, said 
ethylene copolymers having 

[A] a density of 0.85 ~ 0.92 g/cm 3 , 

[B] an intrinsic viscosity [ij as measured in decalin 
at135°Cof0.1 ~ 10dl/tg. 

[C] a ratio (Mw/ffin) of a weight average molecular 
weight (Mw) to a number average molecular weight 
(ffin) as measured by GPC of 1 .2 ~ 4, and 

[D] a ratio (MFR 10 /MFR2) of MFR 10 under a load of 
10 kg to MFR2 under a load of 2.16 kg at 190°C of 
8-50, and being narrow in molecular weight distri- 
bution and excellent in f tawability. 
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Descripti n 

FIELD OF THE INVENTION 

[0001 ] This invention relates to novel ethylene copolymers and process for preparing the same and more particularly 
to novel ethylene copolymers excellent in f lowability in spite of the fact that they are narrow in molecular weight distri- 
bution (Mw/Mm) in comparison with conventionally known ethylene copolymers, and to process for preparing the same. 
[0002] In a further aspect, the invention relates to novel propylene random copolymers and process for preparing the 
same and more particularly to novel propylene random copolymers having low melting points in comparison with con- 
ventionally known propylene random copolymers and, in particular, excellent in heat-sealing properties and anti-block 
properties, and to process for preparing the same. 

[0003] In another aspect, the invention, relates to olefin polymerization catalysts capable of polymerizing olefins with 
excellent polymerization activity even when the amount of aluminoxane used is reduced and capable of giving olefin 
polymers having high molecular weights. 

BACKGROUND OF THE INVENTION 

[0004] When molded into articles such as film, copolymers of ethylene and a-olef ins of 3 to 20 carbon atoms are found 
to have excellent mechanical strength such as tensile strength, tear strength or impact strength and also excellent heat 
resistance, stress crack resistance, optical characteristics and heat-sealing properties in comparison with conventional 
high-pressure low density polyethylene*, and are known as materials particularly useful for the preparation of inflation 
film or the like. 

[0005] Generally speaking, the ethylene copolymers mentioned above have such excellent characteristics that when 
said copolymers come to be narrower in molecular weight distribution represented by the ratio (fflw/Rfn) of weight aver- 
age molecular weight (Jtfw) to number average molecular weight (OTn), the molded articles obtained therefrom, such as 
film, are found to be less tacky. However, when these ethylene copolymers having a narrow molecular weight distribu- 
tion are melted, there was such drawbacks that their f lowability represented by the ratio (MFR 10 /MFR2) of MFR 10 under 
a load of 10 kg to MFR 2 under a load of 2.16 kg as measured at 190°C is small, with the result that they become poor 
in moldabilrty. 

[0006] Therefore, if ethylene copolymers which are small in value of HwAffn and narrow in molecular weight distribu- 
ti n and, moreover, large in value of MFR 10 /MFR 2 and excellent in f lowability come to be obtained, such ethylene copol- 
ymers are certainly of great commercial value. 

[0007] On the other hand, polypropylene has wide applications in the field of plastics because of Hs excellent physical 
properties. For example, polypropylene is widely used as packaging fflm material. In the applications of the type, how- 
ever, because of Hs relatively high melting point, polypropylene is generally copdymerized with ethylene or a-olef ins of 
4 to 20 carbon atoms in order to improve heat-sealing properties at low temperature, and is used in the form of propyl- 
ene/a-olefin copolymer. 

[0008] Packaging films formed from these known propylene/a-olef in copolymers are still not sufficient in heat-sealing 
properties, though they are excellent in transparency and scratch resistance in comparison with those formed from low 
density polyethylene, and accordingly it is hoped that propylene/a-olefin copolymers excellent in heat-sealing proper- 
ties even at lower temperatures will come to be obtained. 

[0009] It is well known that the above-mentioned propylene/a-olefin random copolymers may be improved in heat- 
sealing properties by increasing the proportion of ethylene or a-olefin of 4 to 20 carbon atoms to propylene in the copol- 
ymer. However, if the proportion of ethylene or a-olefin of 4 to 20 carbon atoms is increased in the copolymerization, 
the resulting propylene/a-olefin copolymer increases in amount of the solvent-soluble component whereby the result- 
ant copolymer come to be poor in anti-blocking properties and also in stiffness. 

[0010] Such propylene/a-olefin random copolymers excellent in heat-sealing properties, anti-block properties and 
stiffness as mentioned above are available only when they have a low melting point in spite of the fact that the propor- 
tion of a-olefin in the copolymer is small. 

[0011] Incidentally, olefin polymerization catalysts composed generally of titanium compounds or vanadium com- 
pounds and organoaluminum compounds have heretofore been used for preparing ethylene copolymers. In recent 
years, however, catalysts composed of zirconium compounds and aluminoxane have been proposed of late as new Zie- 
gler polymerization catalysts. Japanese Patent LOP Publn. No. 19309/1983 discloses a process for polymerizing eth- 
ylene and one or two or more C3-C 12 a-olefins at a temperature of from -50°C to 200°C in the presence of a catalyst 
composed of a transition metal containing compound represented by the following formula 

(Cyclopentadienyl) 2 MeRHal 



2 
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wherein R is cyclopentacDenyl, C r C 6 alkyi or halogen, Me is a transition metal, and Hal is halogen, and a linear alurrti- 
noxane represented by the following formula 

Al20FU(A!(R)-0) n 

wherein R is methyl or ethyl, and n is a number of 4-20, or a cyclic aluminoxane represented by the following formula 



10 



-f Al (R) - O 



wherein R and n are as defined above. The publication cited above describes that ethylene should be polymerized in 
15 the presence of small amounts, up to 10% by weight, of somewhat long chain olefins or mixtures thereof in order to 
control a density of the resulting polyethylene. 

[001 2] Japanese Patent LO-P Publn. No. 95292/1 984 discloses an invention relating to a process for preparing a lin- 
ear aluminoxane represented by the following formula 
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wherein n is 2-40, and R is C^-C^ alkyi, and cyclic aluminoxane represented by the following formula, 



-f Al (R) - 0^5- 



40 



wherein n and R are as defined above. The publication cited above describes that olefins are polymerized in the pres- 
ence of the aluminoxane prepared by the process of said publication, for example, methyl aluminoxane in admixture 
with a bis(cydopentadienyl) compound of titanium or zirconium, whereupon at least twenty-five million g of polyethylene 
per 1 g of the transition metal per hour is obtained. 

[001 3] Japanese Patent LO-P Publn. No. 35005/1 985 discloses a process for preparing olefin polymerization cata- 
lysts, wherein an aluminoxane compound represented by the following formula 
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wherein R 1 is C t ~C 10 alkyi, and R° is R 1 or represents -O- by linkage therewith, is first allowed to react with a magne- 
sium compound, the resulting reaction product is then chlorinated, followed by treating with a Tl, V, Zr or Cr compound. 
This publication cited above describes that the catalysts prepared by the process of said publication are particularly 
55 useful for the copolymerization of mixtures of ethylene and C3-C 12 a-olef ins. 

[0014] Japanese Patent L-O-P Publn. No. 35006/1985 discloses a combination of (a) mono-, di- or tri-cyclopentadi- 
enyl of two or more different transition metals or derivatives thereof and (b) aluminoxane as a catalyst system for pre- 
paring reactor blend polymers. Example 1 of the above-cited publication discloses that polyethylene having a number 
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av rage molecular weight of 1 5,300, a weight average molecular weight of 36,400 and containing 3.4% of the propylene 
component has been obtained by polymerization of ethylene with propylene in the presence of a combination of 
bis(pentamethylcyclopentadienyl)zirconium dimethyl and aluminoxane as the catalyst. Exampl 2 of the said publica- 
tion discloses polymerization of ethylene with propylene in the presence of a combination of bis(pentamethy1cyctopen- 
tadienyQzirconium dichloride, bis(methylcyclop^Ttadienyl)zirconium dichloride and aluminoxane as the catalyst, 
whereby a blend of polyethylene and ethylene/propylene copolymer is obtained, said polyethylene having a number 
average molecular weight of 2,000, a weight average molecular weight of 8,300 and the propylene content of 7.1 mol%, 
and comprising a toluene-soluble portion having a number average molecular weight of 2,200, a weight average molec- 
ular weight of 1 1 ,900 and the propylene content of 30 mol% and a toluene-insoluble portion having a number average 
molecular weight of 3,000, a weight average molecular weight of 7,400 and the propylene content of 4.8 mof%. Simi- 
larly, Example 3 of the said publication discloses a blend of LLDP and an ethylene/propylene copolymer, said LLDPE 
comprising a soluble portion having a molecular weight distribution (Mw/Mn) of 4.57 and the propylene content of 
20.6% and an insoluble portion having the molecular weight distribution of 3.04 and the propylene content of 2.9 mol%. 
[0015] Japanese Patent L-O-P Putxn. No. 35007/1985 discloses a process for polymerizing ethylene alone or 
together with a-olef ins of at least 3 carbon atoms in the presence of a catalyst system containing metal locene and a 
cyclic aluminoxane represented by the following formula 



Al 
I 

R 



- 0 4- 



wherein R is alkyl of 1 -5 carbon atoms, and n is an integer of 1 to about 20, or a linear aluminoxane represented by the 
following formula 

R 2 Al-0 (- Al - O ) n A1R 2 



wherein R and n are as defined above. According to the said publication, the polymers obtained by the above-men- 
tioned process are alleged to have a weight average molecular weight of from about 500 to about 1.400,000 and a 
molecular weight distribution of 1.54.0. 

[0016] Japanese Patent L-O-P Publn. Ma 35008/1985 discloses polyethylene or copolymers of ethylene and C3-C™ 
a-olef ins, both having a broad molecular weight distribution, obtained by using a catalyst system containing at least two 
kinds of metallocenes and aluminoxane. The said copolymers disclosed in the above-mentioned publication are alleged 
to have a molecular weight cfistrftxition (ffiw/OTn) of 2-50. 

[0017] Japanese Patent L-O-P Publn. No. 130314/1986 discloses polypropylene high in isotacticity obtained by 
polymerization of propylene in the presence of a catalyst system comprising a sterically fixed zirconium-chelate com- 
pound and aluminoxane. 

[0018] J. Am. Chem. Soc., 109, 6544 (1987) discloses formation of a high molecular weight isotactic polypropylene 
obtained by polymerization of propylene in the presence of a catalyst system comprising ethylenebis(indenyl) hafnium 
dichloride or its hydride and aluminoxane. said isotactic polypropylene having a narrow molecular weight distribution 
(Kfiw/Mn) of 2.1-2.4. 

[001 9] Japanese Patent L-O-P Publn. No. 1 42005/1 987 discloses a stereoblock polypropylene having Mw/ffin of 5.0- 
14.9 obtained by polymerization of propylene in the presence of a catalyst system comprising tetramethyl ethyl - 
enebis(cyc!opentadienyi) titanium chloride and aluminoxane. The polypropylene thus obtained is short in isotactic chain 
length and is a rubbery polymer. 

[0020] The present inventors have come to accomplish the present invention on the basis of their finding that ethylene 
copolymers which are small in Mw/Mn and narrow in molecular weight distribution and, moreover, large in MFR 1 0/MFR2 
and excellent in flowability are obtained by copdymerization of ethylene with a-olef ins of 3-20 carbon atoms in the pres- 
ence of olefin polymerization catalysis composed of specific hafnium compounds and organoaluminum oxy-com- 
pounds. 

[0021 ] Furthermore, the present inventors have found that when propylene and a-olef ins of 4-20 carbon atoms are 
copolymerized in the presence of olefin polymerization catalysts composed of specific hafnium compounds and alumi- 
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noxane, there are obtained propyl en e/a-olef in copolymers which are narrow in molecular weight distribution and small 
in amount of the a-olef in copolymerized therewith, but are low in melting point in comparison with conventionally known 
propyl en e/a-olef in copolymers, on which the present invention has been based. 

[0022] Accordingly, the present invent! n is to solve such problems associated with the prior art as mentioned above, 
and an object of the invention is to provide ethylene copolymers which are small in Mw/Mn and narrow in molecular 
weight distribution and, moreover, which are large in MFR 10 /MFR2 and excellent in flowability, and processes for pre- 
paring the same. 

[0023] A further object of the invention is to provide propylene/a-olef in copolymers which are narrow in molecular 
weight distribution and small in amount of the a-olef in copolymerized therewith but have a low melting point and, more- 
over, which are excellent in heat-sealing properties and also excellent in anti-block properties and stiffness, and proc- 
esses for preparing the same. 

[0024] Another object of the invention is to provide olefin polymerization catalysts, which produce polymers which are 
narrow in molecular weight distribution in homopolymerization or narrow in molecular weight and composition distribu- 
tion in copolymerization with high polymerization activities even by the use of small amounts of aJurrrinoxane, further- 
more, produce easily polymers which are high in molecular weight 

DISCLOSURE OF THE INVENTION 

[0025] The ethylene copolymers of the present invention are those having (a) structural units derived from ethylene 
and (b) structural units derived from a-olef in of 3-20 carbon atoms, which are characterized in that they have 

(i) a density of 0.85-0.92 g/cm 3 , 

(ii) an intrinsic viscosity fo] of 0.1-10 dl/g as measured in decalin at 135°C, 

(iii) a (ffiw/Hn) ratio of a weight average molecular weight (Mw) to a number average molecular weight (ffin) of 1 .2- 
4 as measured by GPC, and 

frv) a (MFR 10 /MFR2) ratio of MFR 10 under a load of 10 kg to MFR2 under a load of 2.16 kg of 8-50 as measured at 
190°C. 

[0026] The processes for preparing ethylene copolymers of the present invention are characterized in that ethylene 
and a-olefins of 3-20 carbon atoms are copolymerized so that a density of the resulting copolymers becomes 0.85-0.92 
g/cm 3 , in the presence of catalysts formed from 

[A] hafnium compounds having muftidentate coordination compounds as ligands, in which at least two groups 
selected from among conjugated cydoalkacfi enyl groups or substituted groups thereof are linked together via lower 
alkylene groups, or hafnium compounds obtained by treating the above-mentioned hafnium compounds with 
aJkylsilylated silica get, and 

[B] organoaluminum oxy-compounds. 

[0027] The first propylene/a-olef in random copolymers of the present invention are those having (a) structural units 
derived from propylene and (b) structural units derived from a-olefins of 4-20 carbon atoms, which are characterized in 
that they have 

(i) 90-99 mol% of said structural units (a) and 1-10 mor% of said structural units (b), 

(ii) an intrinsic viscosity fa] of 0.5-6 dl/g as measured in decalin at 135°C, 

(iii) a melting point [Tm], as measured by a differential scanning calorimeter, falling within the range of the formula 
90<Tm<1 55-3.5 (100-P) wherein P is the propylene component (mol%) contained in the copolymer, 

Crv) a (Mw/Mn) ratio of less than 3.5 between a weight average molecular weight (Mw) and a number average 
molecular weight (ffin) as measured by GPC, and 

(v) a boiling trichloroethylene-insoluble matter in an amount of less than 5% by weight 

[0028] The processes for preparing the first propyl en e/a-olef in copolymers of the present invention are characterized 
in that propylene and a-olefins of 4-20 carbon atoms are copolymerized at a temperature of 40-1 00°C so that the result- 
ing copolymers have 90-99 mor% of structural units (a) derived from propylene and 1-10 mor% of structural units (b) 
derived from the a-olef in, in the presence of catalysts formed from 

[A] hafnium compounds having muftidentate coordination compounds as ligands, in which at least two groups 
selected from among conjugated cydoalkacfi enyl groups or substituted groups thereof are linked together via lower 
alkylene groups, and 
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[B] organoaluminum cocy-compounds. 

[0029] The second propylene/ccolefin random copolymers of the present invention ar those having (a) structural 
units derived from propylene, (b) structural units derived from ethylene and (c) structural units derived from a-def ins of 
4-20 carbon atoms, which are characterized in that they have 

(i) 90-99 mol% of said structural units (a), 0.5-9.5 mol% of said structural units (b) and 0.5-9.5 mol% of said struc- 
tural units (c), 

(ii) an intrinsic viscosity fo] of 0.5-6 dl/g as measured in decalin at 135°C, 

(iii) a melting point [Tm], as measured by a differential scanning calorimeter, tailing within the range of the formula 
70<Tm<1 55-5.5 (100-P) wherein P is the propylene component (md%) contained in the copolymer, and 

(iv) a boiling trichloroethyiene-insoluble matter in an amount of less than 5% by weight 

[0030] The processes for preparing the second propyl en e/a-olef in copolymers of the present invention are character- 
ized in that propylene, ethylene and a-olefins of 4-20 carbon atoms are copdymerized so that the resulting copolymers 
have 90-99 md% of structural units (a) derived from propylene, 0.5-9.5 mol% of structural units (b) and 0.5-9.5 mol% 
of structural units (c), in the presence of catalysts formed from 

[A] hafnium compounds having muttidentate coordination compounds as ligands in which at least two groups 
selected from among conjugated cycloaJkacfienyt groups or substituted groups thereof are finked together via lower 
alkylene groups, and 

[B] organoaluminum oxy-compounds. 

[0031 ] In accordance with the present invention, there are provided olefin polymerization catalysts formed from 

[A] hafnium compounds having muttidentate coordination compounds as ligands in which at least two groups 
selected from conjugated cydoalKadienyl groups or substituted groups thereof are finked together via lower 
alkylene groups, 

[B] organoaluminum axy-compounds. and 

[C] organoaluminum compounds. 

[0032] In accordance with the present invention, furthermore, there are provided olefin polymerization catalysts 
formed from 

[A] hafnium compounds having multidentate coordination compounds as ligands in which at least two groups 
selected from among conjugated cycloalkadenyl groups or substituted groups thereof are linked together via lower 
alkylene groups, 

[B-1] organoaluminum oxy-compounds formed from tri-n-alkyi aluminum, and 

[B-2] organoaluminum oxy-compounds in which at least one hydrocarbon group other than n-alkyl group is bonded 
to Al atom. 

BRIEF DESCRIPTION OF THE DRAWINGS 
[0033] 

Fig. 1 is an illustration of process for the preparation of the olefin copolymers of the present invention. 

Fig. 2 is a graph showing the relationship between the propylene content and melting point of the propylene random 

copolymer of the present invention. 

Figs. 3-5 are stepwise illustrative of the method of evaluation of heat-sealing properties of the propylene random 
copolymer of the present invention. 

BEST MODE OF PRACTICING THE INVENTION 

[0034] The ethylene copolymers of the present invention and processes for preparing the same are illustrated below 
in detail. 

[0035] Th process for the preparation of the ethylene copolymers of the present invention is illustratively shown in 
Fig. 1 

[0036] The ethylene copolymers of the invention are random copolymers of ethylene and a-olefins of 3-20 carbon 



6 



EP 0 955 321 A2 



atoms. The ethylene copolymers have a density of 0.85-0.92 g/cm 3 , preferably 0.85-0.91 g/cm 3 and especially 0.85- 
0.90 g/cm 3 . 

[0037] In this connection, the density of these ethylene copolymers was measured by gradient tube density determi- 
nation using the strand of ethylene copolymer used at the time of determining MFR2 under a load of 2.1 6 kg at 190°C. 

5 [0038] In these ethylene copolymers, are present desirably structural units (a) derived from ethylene in an amount of 
60-96 mol%, preferably 65-95 mol% and especially 70-94 mol%, and structural units (b) derived from a-olef in of 3-20 
carbon atoms in an amount of 4-40 moi%, preferably 5-35 mol% and especially 6-30 mol%. 
[0039] The composition of the copolymer is determined by measuring a spectrum of 13 C-NMR of a specimen obtained 
by dissolving about 200 mg of the copolymer in 1 ml of hexachlorobutadiene in a test tube of 10 mm0 under the con- 

10 ditions of a measurement temperature of 120°C. measurement frequency of 25.05 MHz, spectrum width of 1500 Hz, 
pulse repetition time of 4.2 sec. and pulse width of 6 sec. 

[0040] Alpha olefins of 3-20 carbon atoms used in the present invention include propylene, 1-butene, 1-pentene, 1- 
hexene, 4-methyM-pentene, 1-octene, 1-decene, 1-dodecene, 1-tetradecene, 1-hexadecene, 1-octadecene, 1- 
eicosene, etc. 

15 [0041] The ethylene copolymers of the present invention desirably have an intrinsic viscosity fo] of 0.1-10 dl/g, pref- 
erably 0.5-6 dl/g as measured in decalin at 135°C. 

[0042] The molecular weight distribution (Mw/Mn) as obtained by gel permeation chromatography (GPC) of the eth- 
ylene copolymers of the invention is 1 .2-4, preferably 1 .4-3.5 and especially 1 .5-3.0. As is evidenced by the foregoing, 
the ethylene copolymers of the invention are narrow in molecular weight distribution and excellent in anti-block proper- 
20 ties. 

[0043] In this connection, a value of (fflw/ffln) obtained in the invention was determined by the following procedure in 
accordance with Takeuchi, "Gel Permeation Chromatography," Maruzen, Tokyo. 

(1) Using a standard polystyrene having the known molecular weight (a monodispersed polystyrene produced and 
25 sold by Tcyo Soda K.K.), molecular weight M and GPC (Gel Permeation Chromatography) count of the sample are 

measured to prepare a correlation diagram calibration curve of the molecular weight M and EV (Elution Volume). 
The concentration of the sample used is maintained at 0.02% by weight. 

(2) GPC chromatograph of the sample is taken by GPC measurement, and a number average molecular weight ffln 
and a weight average molecular weight Mw, in terms of polystyrene, are calculated from the calibration curve men- 

30 tioned in the above procedure (1) to obtain a value of Frtw/Ttfn. In that case, the conditions under which the sample 
is prepared, and the conditions under which GPC measurement is conducted are as follows: 

[Preparation of sample] 



35 [0044] 

(a) The sample is put in an Erienmeyer flask together with o-dichlorobenzene so that the same amounts to 0.1% 
by weight 

(b) The Erienmeyer flask is heated at 140°C and stirred for about 30 minutes to dissolve the sample in o-cfichlo- 
40 robenzene. 

(c) The solution is subjected to GPC. 



[GPC measurement conditions] 
45 [0045] The measurement was conducted under the following conditions. 



(a) Apparatus 150C-ALC/GPC manufactured by Waters Co. 

(b) Column GMH Type manufactured by Toyo Soda K.K. 

(c) Amount of sample 400 id 
50 (d) Temperature 140°C 

(e) Row rate 1 ml/min 



[0046] In the ethylene copolymers of the invention, a (MFR-jo/MFFy ratio of MFR 10 at 190°C under a load of 10 kg 
to MFR2 at 190°C under a load of 2.16 kg is 8-50, preferably 8.5-45 and especially 9-40. t 
55 [0047] Such ethylene copolymers having the MFR 10 /MFR2 ratio falling within the range of 8-50 as mentioned above 
are quite favorable in fiowability at the time when they are melted. 

[0048] In contrast thereto, the aforementioned known ethylen copolymers having the ffiw/Mn ratio of 1.2-4 will come 
to have the MFR 10 /MFR2 ratio in the range of 4-7, and hence they are poor in fiowability at the time when they are 
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melted. 

[0049] As mentioned above, the ethylene copolymers of the present invention have such excellent characteristics that 
they hav a small molecular weight distribution (Hw/Mn), and molded articles resulting therefrom are less sticky and, at 
the same time, they are large in MFR 10 /MFR2 and excellent in f bwabilrty at the time when they ar melted. 
[0050] The ethylene copolymers of the invention as illustrated above may be prepared by copolymerization of ethyl- 
ene with a-olef ins of 3-20 carbon atoms so that the resulting copolymers have a density of 0.85-0.92 g/cm 3 in the pres- 
ence of catalysts formed from 

[A] hafnium compounds having muttidentate coordination compounds as ligands in which at least two groups 
selected from among conjugated cycloalkacfienyl groups or substituted groups thereof are linked together via lower 
alkylene, or hafnium catalyst components obtained by treating the above-mentioned hafnium compounds with 
alkyfsilylated silica gel, and 

[B] organoaluminum oxy -compounds. 

[0051 ] The catalyst components [A] used in the invention are hafnium compounds having muttidentate coordination 
compounds as ligands in which at least two groups selected from among conjugated cycloalkadienyl groups or substi- 
tuted groups thereof, e.g. indenyl group, substituted indenyl group and partially hydrated compounds thereof, are linked 
together via lower alkylene groups, or compounds obtained by treating the above-mentioned hafnium compounds with 
alkylsilylated silica gel. 

[0052] The above-mentioned hafnium compounds include, for example, the following compounds. 

Ethylenebis(indenyl)dimethyl hafnium, 

Ethyl enebis(indenyl)diethyl hafnium, 

Ethytenebis(indenyl)diphenyl hafnium. 

Ethyl enebis(indenyl)methyl hafnium monochloride, 

Ethylenebis{indenyl)ethyl hafnium monochloride, 

Ethylenebis(indenyl)methyl hafnium monobromide, 

Ethylenebis(indenyl)hafnium dichloride, 

Ethyfenebis(indenyl)hafnium dibromide, 

Eth^enebis(4,5,6,7-tetrahydro-1-indenyl)dimethyl hafnium, 

Ethyl enebis(4,5,6.7-tetrariydro-1 -indenyt)methyl hafnium monochloride, 

Eth^enebis(4,5,6,74etrah^o-1-iridenyl)hafnium dichloride, 

Ethylenebis(4,5,6,7-tetrahydro-1 -indenyl)hafnium dforomide, 

Ethylenebis(4-methyl-1 -indenyl) hafnium dichloride, 

Ethyl enebis(5-methyl-1 -indenyQhafnium dichloride, 

Ethyl enebis(6-methyl- 1 -indenyQhafnium dichloride, 

Ethyl enebis(7-methyl-1 -indenyQhafnium dichloride, 

Ethyl enebis(5-methoxy-1 -indenyl) hafnium dichloride, 

Ethylenebis(2,3-dimethyl-1 -indenyQhafnium dichloride, 

Ethylenebis(4,7-dimethyl-lHndenyQhafhium dichloride, 

Ethylenebis{4,7-dimethoxy-1 -indenyi)hafnium dichloride. 

[0053] The above-mentioned hafnium compounds may contain small amounts of zirconium or titanium. In such a 
case, the content of zirconium or titanium is less than 1% by weight, preferably less than 0.7% by weight and especially 
less than 0.5% by weight. 

[0054] The hafnium catalyst components used in the present invention may include compounds obtained by treating 
the above-mentioned hafnium compounds with alkylsilylated silica gel. More particularly, the said hafnium catalyst com- 
ponents may be hafnium compound solutions which are obtained, for example, by passing a solution of the above-men- 
tioned hafnium compound in an organic solvent such as toluene through a column packed with alkylsilylated silica gel, 
wherein said hafnium compound is brought into contact with the alkylsilylated silica gel. 

[0055] The organic solvents used in that case are preferably aromatic hydrocarbons such as toluene, benzene and 
xylene. The alkylsilylated silica gel used may includes those obtained by treating silica gel with dimethyl dichlorosilane, 
ethylm ethyl dichlorosilane, trimethyl chlorosilane, trimethyl bromosilane, divinyl dichlorosilane, diethyl dichlorosilane or 
methylpropyl dichlorosilane. The hafnium concentration in the hafnium compound solution is usually from 1 x 10 s to 5 
x 10~ 3 mol/l, and the amount of the alkylsilylated silica gel used is usually 20-500 g per 1 mmol of the hafnium com- 
pound. A temperature at which th hafnium compound solution is brought into contact with the alkylsilylated silica gel 
is usually 0-50°C. 

[0056] When the hafnium catalyst components obtained by treating the above-mentioned hafnium compounds with 
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the aikylsilytated silica gel are used as the catalyst components [A], ethylene copolymers excellent in transparency ar 
obtained. 

[0057] The catalyst components [B] used in the process of the present invention are organoaJuminum oxy-com- 
pounds. The organoaluminum oxy-compounds used as the catalyst components may be shown as benzene-soluble 
aluminoxanes represented by the following general formulas (1) and (II). 



R2A1 



-OA1 OA1R2 



I 
R 



(I) 



(II) 



wherein R may be the same or different and is a hydrocarbon group such as methyl, ethyl, propyl or butyl, preferably 
methyl or ethyl and especially methyl, and m is an integer of at least 2, preferably at least 5. The above-mentioned alu- 
minoxanes may be prepared, for example, by the procedures as exemplified below. 

(1) A procedure which comprises reacting a suspension in a hydrocarbon medium of a compound containing water 
of absorption or a salt containing water of crystallization, for example, magnesium chloride hydrate, copper sulfate 
hydrate, aluminumsulfate hydrate, nickel sulfate hydrate or serous chloride hydrate, with trial kylalumi num. 

(2) A procedure which comprises reacting trialkylaluminum directly with water, water vapor or ice in a mecfium such 
as benzene, toluene, ethyl ether and tetrahydrofuran. 

[0058] The aluminoxanes as illustrated above may contain small amounts of organometallic components. 
[0059] Further, the organoaluminum oxy-compounds used in the present invention may be those which are insoluble 
in benzene. The benzene-insoluble organoaluminum oxy-compounds are illustrated hereinafter. 
[0060] The benzene-insoluble organoaluminum oxy-compounds used in the invention may be prepared by (i) reaction 
of organoaluminum compounds wfth water or (ii) reaction of solutions of aluminoxane, for example, hydrocarbon solu- 
tions thereof, with water or active hydrogen-containing compounds. 

[0061 ] The benzene-insoluble organoaluminum oxy-compounds are considered to have alkybxyaluminum units rep- 
resented by the formula 

f^-Al-O-J 

wherein R 1 is hydrocarbon of 1 ~ 12 carbon atoms and Al component soluble in benzene at 60°C is in an amount, in 
terms of Al atom, of less than 1 0%, preferably less than 5% and especially less than 2%, thus they are insoluble or spar- 
ingly soluble in benzene. 

[0062] Solubility in benzene of the organoaluminum oxy-compounds of the present invention is determined by sus- 
pending the organoaluminum oxy -compound equivalent to Al of 1 00 mg atom in 1 00 ml of benzene, stirring the suspen- 
sion at 60°C for 6 hours, ffltering the thus treated suspension at a temperature elevated to 60°C using G-5 glass filter 
equipped with a jacket washing 4 times the solids portion separated on the filter with 50 ml of benzene kept at 60°C 
and then measuring the amount of Al atoms (x mmof) present in the total f atrate. 

[0063] In the alkyloxyaluminum units mentioned above. R 1 is methyl, ethyl, n-propyl, isopropyl, n-butyl, isobutyi, 
pentyl. hexyl, octyl, decyl. cyclohexyl, cydooctyl, etc. Among these, preferred are methyl and ethyt particularly methyl. 
In addition to the alkyloxyaluminum unHs of the formula 
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the benzene-insoluble organ oaluminum oxy -compounds of the invention may contain oxyalurrrinum units represented 
by the formula 

+— OA1— f . 

V iJ 

In the above-mentioned formulas, R 1 is as defined previously, R 2 is hydrocarbon of 1 - 12 carbon atoms, alkoxyl of 1 ~ 
1 2 carbon atoms arytoxy of 6 -20 carbon atoms, hydroxy!, halogen or hydrogen, and R 1 and R 2 represent the groups 
different from each other. In that case, the benzene-insoluble organoaluminum oxy-compounds are preferably those 
containing the alkyloxyaluminum units 

W 

in the proportion of at least 30 mof%, preferably at least 50 mol% and especially at least 70 mol%. 
[0064] The organoaluminum compounds (i) used for preparing such benzene-insoluble organoaluminum oxy-com- 
pounds as mentioned above are those represented by the formula R^X^ wherein R 1 is hydrocarbon of 1 ~ 12 car- 
bon atoms, X is halogen, alkoxyl of 1 ~ 12 carbon atoms, arytoxy of 6 - 20 carbon atoms or hydrogen, and n is 2 - 3. 
[0065] Such organoaluminum compounds (i) as mentioned above include trial kytaJuminum such as trimethylarumi- 
num, triethylalurrrinum, tripropylaluminum, triisopropyfaluminum, tri-n-butylaluminum, tri-sec-butylaluminum, tri-tert- 
butylaluminum, tripentylaluminum, trihexylaluminum, frioctyl aluminum, tridecylaluminum, tricydohexylaluminum and 
tricydooctylaJuminum; diaJkyialuminum halides such as cfimethylaluminum chloride, dimethyfaluminum bromide, (fiethy- 
I aluminum chloride, diethylafuminum bromide, and diisobutylaluminum chloride; diaJkylaJurrrinum hydrides such as 
diethytaluminum hydride and diisobutylaluminum hydride; dialkylaluminum alkoxides such as dimethylaluminum meth- 
oxide and diethylafuminum ethoxide; and dialkylaluminum aryloxides such as diethytaluminum phenoxide. Of these 
organoaluminum compounds, preferred are those of the above-mentioned general formula in which R 1 is alkyl and X is 
chlorine, and particularly preferred is trialkylaluminum. 

[0066] In this connection, isoprenylaluminum of the general formula (i-C 4 H 9 ) x Al y {C5H 10 ) z wherein x, y and z are each 
positive integer, and z £ 2x may also used as the organoaluminum compound (i). 

[0067] The organoaluminum compounds (I) as illustrated above may be used either singly or in combination. 
[0068] The active hydrogen-containing compounds (ii) used in preparing the benzene-insoluble organoaluminum oxy- 
compounds of the present invention include alcohols such as methyl alcohol and ethyl alcohol, and diols such as ethyl- 
ene glycol and hydroquinone. 

[0069] When water is used in preparing the benzene-insoluble organoaluminum oxy-compounds of the present inven- 
tion, the water may be used after dissolving or suspending in hydrocarbon solvents such as benzene, toluene and hex- 
ane, ether solvents such as tetrahydrofuran, and amine solvents such as triethylamine, or may be used in the form of 
water vapor or ice. As the water, moreover, there may also be used water of crystallization of salt such as magnesium 
chloride, magnesium sulfate, aluminum sulfate, copper sulfate, nickel sulfate, iron sulfate and cerrous chloride, or water 
of adsorption adsorbed to inorganic compounds such as silica, alumina and aluminum hydroxide or polymers. 
[0070] As mentioned above, the benzene-insoluble organoaluminum oxy-compounds ot the present invention may be 
prepared by reaction of the organoaluminum compound (i) with water, or by reaction of a solution of aluminoxane, for 
example, a hydrocarbon solution thereof, with water or the active hydrogen containing compound. In preparing the ben- 
zene-insoluble organoaluminum oxy-compound from the organoaluminum compound and water, the organoaluminum 
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compound is brought int contact with water in a solvent for example, a hydrocarbon solvent, and in that case, the 
water is added to the reaction system so that the organoaluminum atoms dissolved in the reaction system become less 
than 20% based on the total organoaluminum atom. In obtaining th benzene-insoluble organoaluminum oxy-com- 
pounds according to the procedure as mentioned above, it is desirable that the water is brought into contact with the 
5 organoaluminum compound in the proportion of 1 ~ 5 moles, preferably 1.5-3 moles of the water to 1 mole of the orga- 
noaluminum compound. 

[0071] The above-mentioned reaction for forming the benzene-insoluble organoaluminum oxy-compounds is carried 
out in solvents, for example, hydrocarbon solvents. The solvents used include aromatic hydrocarbons such as benzene, 
toluene, xylene, cumene and cymene, aliphatic hydrocarbons such as butane, isobutane. pentane, hexane, octane, 

w decane, dodecane, hexadecane and octadecane. alicyclic hydrocarbons such as cydopentane, cyclooctane, 
cyclodecane and cydododecane, such hydrocarbon solvents, for example, petroleum fractions, as gasoline, kerosine 
and gas oil, halides of the above-mentioned aromatic hydrocarbons, aliphatic hydrocarbons and alicyclic hydrocarbons, 
especially chlorides and bromides thereof, and ethers such as ethyl ether and tetrahydrofuran. Among these hydrocar- 
bon media as exemplified above, particularly preferred are aromatic hydrocarbons. 

is [0072] A concentration in terms of Al atom of the organoaluminum compound in the reaction system is desirably 1 x 
10 3 to 5 gram atom/1 preferably 1 x 10 2 to 3 gram atom/I, and a concentration in the reaction system of water such as 
water of crystallization is usually 1 x 10~ 3 to 20 mol/l, preferably 1 x 10" 2 to 10 mol/l. In that case, it is desirable that the 
organoaluminum atoms dissolved in the reaction system are less than 20%, preferably less than 10% and especially in 
the range of from 0 to 5% based on the total organoaluminum atom. 

20 [0073] Contact of the organoaluminum compound with water may be carried out, for example, by the following proce- 
dures. 

(1) A procedure wherein a hydrocarbon solution of organoaluminum is brought into contact with a hydrocarbon sol- 
vent containing water. 

25 (2) A procedure wherein water vapor is blown into a hydrocarbon solution of organoaluminum, thereby bringing the 
organoaluminum into contact with the water vapor. 

(3) A procedure wherein a hydrocarbon solution of organoaluminum is mixed with a hydrocarbon suspension of a 
compound containing water of adsorption or a compound containing water of crystallization, thereby bringing the 
organoaluminum into contact with the water of adsorption or water of crystallization. 

30 (4) A procedure wherein a hydrocarbon sdution of organoaluminum is brought into contact with ice. 

[0074] The above-mentioned reaction of the organoaluminum with water is carried out usually at a temperature of 
from -100 to 150°C, preferably -50 to 100°C and espedally -30 to 80°C. The reaction time, though it may largely vary 
depending upon the reaction temperature, is usually from 1 to 200 hours, preferably 2 to 100 hours. 
35 [0075] In preparing the benzene-insoluble organoaluminum oxy-compounds from a solution of aJuminoxane and 
water or a active hydrogen-containing compound, the aluminoxane present in the solution of aluminoxane is brought 
into contact with water or the active hydrogen-containing compound. 

[0076] The solution of aluminoxane is a solution of aluminoxane in such a solvent as used in forming the above-men- 
tioned benzene-insoluble organoaluminum oxy-compounds, preferably aromatic hydrocarbons such as benzene and 
40 toluene, and this solution may contain other components so long as they do not affect adversely the reaction between 
the aluminoxane and water or the active hydrogen-containing compound. 

[0077] The amount of water or the active hydrogen-containing compound used in the above-mentioned reaction is 0.1 
to 5 moles, preferably 0.2 to 3 moles based on 1 gram atom of aluminum present in the sdution of aJuminoxane. A con- 
centration in the reaction system of aluminoxane in terms of aluminum atom is usually 1 x 10~ 3 to 5 gram atom/I, pref- 
45 erably 1 x 10~ 2 to 3 gram atom/I, and a concentration in the reaction system of water is usually 2 x 10* 4 to 5 mole/!, 
preferably 2 x 10" 3 to 3 mole/1. 

[0078] Taking, as an example, the reaction of the sdution of aluminoxane with water, said solution of aluminoxane is 
brought into contact with water or the active hydrogen-containing compound, for example, by the following methods. 

so (1) A method which comprises bringing the solution of aluminoxane into contact with a hydrocarbon solvent con- 
taining water. 

(2) A method which comprises blowing water vapor into the sdution of aluminoxane, thereby bringing the aluminox- 
ane present in the solution of aluminoxane into contact with the water vapor. 

■ (3) A method which comprises mixing the sdution of aluminoxane with a hydrocarbon sdution of a compound con- 
55 taining water of adsorption or a compound containing water of crystallization, thereby bringing the aluminoxane 
present in the sdution of aluminoxane into contact with the water of adsorption or water of crystallization. 

(4) A method which comprises bringing the solution of aluminoxane into contact directly with water or ice. 
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[0079] The above-mentioned procedures may also be applied to the case wherein the active hydrogen-containing 
compound (ii) is used instead of water 

[0080] The reaction of the solution of aluminoxane with water or the active hydrogen-containing compound as illus- 
trated above may be carried out usually at a temperature of from - 50° to 150°C, preferably 0° to 120°C and especially 
20 - 100°C. The reaction temperature, though it may largely vary depending upon the reaction temperature, is usually 
0.5 ~ 300 hours, preferably about 1-150 hours. 

[0081 ] In preparing the ethylene copolymers by using the olefin polymerization catalysts as mentioned above, a con- 
centration in the polymerization system of the hafnium compound in terms of hafnium atom is usually iO' 8 to 10" 2 gram 
atom/I, preferably 10" 7 to 10" 3 gram atom/I. 

[0082] The above-mentioned organoaiuminum oxy-compounds are desirably used in an amount in terms of aluminum 
atom in present in the reaction system of 10" 4 to 10" 1 gram atom/I, preferably 5 x 10" 4 to 5 x 10" 2 gram atom/I. 
[0083] The polymerization temperature employed is from -50° to 150°C, preferably from 0° to 1 20°C. 
[0084] The olefin polymerization mentioned above is carried out usually in vapor phase or liquid phase. In the liquid 
phase polymerization, the solvent used may be inert hydrocarbon, or the olefin itself may also be used as the solvent 
[0085] The hydrocarbon used in that case includes aliphatic hydrocarbons such as butane, isobutane, pentane, hex- 
ane, heptane, octane, decane, dodecane, hexadecane and octadecane, alicyclic hydrocarbons such as cydopentane, 
methyl cydopentane, cycJohexane and cyclooctane, aromatic hydrocarbons such as benzene, toluene and xylene, and 
petroleum fractions such as gasoline, kerosine and gas oil. 

[0086] The polymerization pressure employed is usually from ordinary pressure to 100 kg/cm 2 , preferably from ordi- 
nary pressure to 50 kg/cm 2 , and the polymerization may be carried out batchwise, semi-continuously or continuously. 
A molecular weight of the resulting polymer may be modified by the addition of hydrogen and/or by regulation of the 
polymerization temperature employed. 

[0087] Hereinafter, the first propylene/a-defin random copolymers and process for preparing the same of the present 
invention are illustrated in detail. 

[0088] The propylene/a-olefin random copolymers of the present invention are random copolymers of propylene and 
a-olefins of 4 - 20 carbon atoms. The propyl en e/a-olef in random copolymers of the invention desirably contain struc- 
tural units (a) derived from propylene in an amount of 90 » 99 mol%. preferably 92-98 mol%, and structural units (b) 
derived from a-olef in in an amount of 1 - 10 mof%, preferably 2-8 mol%. When the structural units (a) derived from 
propylene contained in the propylene/a-olefin random copolymer are less than 90 mol%, said copolymer tends to 
become poor in anti-blocking properties and stiffness and, on the other hand, when said units (a) are in excess of 99 
mol%, said copolymer tends to increase in melting point and become poor in heat-sealing properties. 
[0089] a-olefins of 4 - 20 carbon atoms used herein include 1 -butene, 1 -pentene, 1 -hexene, 4-methyl-1 -pentene. 3- 
methyl-1 -pentene, 1 -octane, 1-decene, 1-dodecene, 1 -tetrad ecene, 1-hexadecene, 1-octadecene and 1-eicosene. 
Among these, particularly preferred is 1 -butene. 

[0090] The propylene/olefin random copolymers of the present invention desirably have an intrinsic viscosity [rj of 0.5 
- 6 dl/g, preferably 1-5 dl/g as measured in decalin at 135°C. If this, intrinsic viscosity is less than 0.5 dl/g, the copol- 
ymers tend to become poor in anti-blocking properties and toughness and, on the other hand if said intrinsic viscosity 
exceeds 6 dl/g, the copolymers tend to become port in mokiabilrty. 

[0091 ] Further, the propylene/a-defin random copolymers of the invention have a melting point [Tm] as measured by 
a differential scanning calorimeter falling within the range of 

90 < Tm < 1 55 - 3.5 (1 00 - P), preferably 

100<Tm<150-3.5(100-P) 

wherein P is the content (mol%) of propylene in the copolymer. 

[0092] In Fig. 2, there is shown as a straight line A the schematic relationship between the melting point Tm of the 
above-mentioned propytene/a-olefin random copolymer and the propylene content (mol%) present in said copolymer. 
In this Fig. 2, there is also shown as a straight line B the relationship between the melting point Tm of the known pro- 
pylene/a-olef in random copolymer and the propylene content (mol%) present in said copolymer. 
[0093] As is clear from Fig. 2, the melting point of the first propyl en e/a-olef in random copolymers of the present inven- 
tion is lower by 10 - 20°C than that of the known propylene/a-olefin random copolymers when the amount of a-olef in 
copolymerized of the former is the same as that of the latter. Accordingly, films obtained from the first propylene/a-olefin 
random copolymers of the invention are excellent particularly in Jieat-sealing properties at low temperatures, and the 
films exhibit excellent heat-sealing properties even when they have small amounts of the copolymerized a-olef in, and 
hence they are excellent in anti-blocking properties and have excellent stiffness. 

[0094] in the present invention, the propylene/a-olefin random copolymer was allowed to stand in a differential scan- 
ning calorimeter (DSC) at 200°C for 5 minutes, cooled up to 20°C at a rate of 10°C/mtn, and allowed to stand at 20°C 
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for 5 minutes, and then the temperature was elevated from 20°C to 200°C at a rat of 1 0°C/min to obtain a temperature 
(Tm) at a maximum endothermic peak which was then taken as a melting point of said propyl ene/a-olefin random 
copolymer. 

[0095] The molecular weight distribution (KfwMn) of the first propyl ene/a-olefin random copolymers of the invention 
5 as obtained by gel permeation chromatography (GPC) is less than 3.5, preferably less than 3.0 and especially less than 
2.5. As stated above, the first propyl ene/a-olefin random copolymers of the invention are narrow in molecular weight 
distribution and, from this point, they have excellent anti-blocking properties. 

[0096] The determination of melting point was conducted by using about 2.5 mg of the specimen and DSC of Perkin 
Bmer-7 Model at heat-up rate of 10°C/min. < 
io [0097] The first propyl ene/a-olefin random copolymers of the invention are desirably to have a soluble portion in boil- 
ing n-pentane in an amount of less than 3% by weight preferably less than 2% by weight and especially less than 1% 
by weight. 

[0098] Further, the first propyl ene/a-def in random copolymers of the invention are desirably to have an insoluble por- 
tion in boiling trichloroemylene in ah amount of less than 5% by weight, preferably less than 3% by weight and espe- 

75 daily less than 1% by weight 

[0099] The amounts of the insoluble portion in boiling trichloroethylene and the soluble portion in boiling n-pentane 
were determined by such a manner that about 3 g of the finery pulverized specimen was extracted for 5 hours with 1 80 
ml of each of the solvents in a cylindrical fitter paper by using a Soxhlet's extractor, and the extraction residue was dried 
with a vacuum dryer until it reached a constant weight to obtain the weight thereof, whereby a difference in weight 

20 between the dried residue and the original specimen is calculated. 

[01 00] The first propyl ene/a-olefin random copolymers of the present invention as illustrated above may be prepared 
by copolymerizing propylene and a -olefin of 4 ~ 20 carbon atoms at a temperature of 40 ~ 1 00°C so that the structural 
units (a) derived from propylene are present in an amount of 90 ~ 99 mol% and the structural units (b) derived from a- 
olefin are present in an amount of 1 ~ 10 mor%, in the presence of catalysts formed from 

25 

[A] hafnium compounds having as ligands multidentate compounds in which at least two groups selected from 
among conjugated cycloalkadienyl groups or substituted groups thereof are linked together via lower alkylene 
groups, and 

[B] organoaluminum oxy-compounds. 

30 

[01 01 ] In that case, the copolymerization may be carried out by employing the same conditions as used in the prep- 
aration of the aforementioned ethylene copolymers. 

[0102] The first propytene/a-olefin random copolymers of the present invention are excellent particularly in heat-seal- 
ing properties at low temperatures and hence are used as heat-sealing agents. 
35 [0103] Hereinafter, the second propylene random copolymers and process for preparing the same of the present 
invention are illustrated in detail. 

[0104] The second propylene random copolymers of the invention are random copolymers of propylene, ethylene and 
a-olef ins of 4 ~ 20 carbon atoms. In the propylene random copolymers, the structural units (a) derived from propylene 
are present in an amount of 90 ~ 99 mol%. preferably 92-98 mor%. the structural units (b) derived from ethylene in 
40 an amount of 0.5 - 9.5 mof%, preferably 1-9 mor%, and the structural units (c) derived from a-olef in in an amount of 
0.5 ~ 9.5 mor%, preferably 1-9 mol%. If the structural units (a) derived from propylene present in the said copolymers 
are less than 90 mof%, the copolymers tend to become poor in anti-blocking properties and stiffness. On the other 
hand, if the structural units (a) exceed 99 mor%, the copolymers tend to increase in melting point and become poor in 
heat-sealing properties. 

45 [0105] a-olef ins of 4 ~ 20 carbon atoms used herein include 1-butene. 1-pentene, 1-hexene, 4-methyl- 1 -pentene, 3- 
methyl-1 -pentene. 1 -octane, 1-decene, 1-dodecene, 1-tetradecene, 1-hexadecene, 1-octadecene and 1-eicosene. 
Among these, particularly preferred is 1 -butene. 

[01 06] The second propylene random copolymers of the invention desirably have an intrinsic viscosity [tJ as meas- 
ured in decalin at 135°C of 0.5 - 6 dl/g, preferably 1 - 5 dl/g. If this intrinsic viscosity is less than 0.5 dl/g, the copoly- 
so mers tend to become poor in anti-blocking properties and toughness and, on the other hand, if said intrinsic viscosity 
exceeds 6 dl/g, the copolymers tend to become poor in moldabilrty. 

[01 07] Further, the second propylene/a-def in random copolymers of the invention have a melting point p*m] as meas- 
ured by a differential scanning calorimeter falling within the range of 

55 i . 70 < Tm< 155 - 5.5 (100 - P). preferably 

90 <Tm< 150 -5.5(100 -P) 
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wherein P is the content (mol%) of propylene in th copolymer. 

[01 08] The schematic relationship between the melting point Tm of the above-mentioned propylene random copoly- 
mer and the propylene content (mol%) in said copolymer is th same as shown in Fig. 2. 

[0109] In this manner, the melting point of the second propylene random copolymers is lower by 10 ~ 20°C than that 
of the known propylene/a-olef in random copolymers when the amounts of ethylene and a-def in copolymerized of the 
former are the same as those of the latter. Accordingly, films obtained from the second propylene random copolymers 
of the invention are excellent particularly in heat-sealing properties at low temperatures, and the films exhibit excellent 
heat-sealing properties even when they have small amounts of ethylene and a-olef in copolymerized, and hence they 
are excellent in anti-blocking properties and have excellent stiffness. 

[011 0] Further, the molecular weight distribution (HwyRfn) of the second propylene random copolymers of the inven- 
tion as obtained by gel permeation chromatography (GPC) is less than 3.5, preferably less than 3.0 and especially less 
than 2.5. As stated above, the second propylene random copolymers of the invention are narrow in molecular weight 
distrfoution and, from this point, they have excellent anti-blocking properties. 

[011 1 ] The second propylene random copolymers of the invention are desirably to have a soluble portion in boiling n- 
pentane in an amount of less than 5% by weight preferably less than 3% by weight and especially less than 2% by 
weight 

[01 1 2] Furthermore, the second propylene random copolymers of the invention are desirably to have an insoluble por- 
tion in boiling trichloroethylene in an amount of less than 5% by weight, preferably less than 3% by weight and espe- 
cially less than 1% by weight 

[01 1 3] The second propylene random copolymers of the present invention as illustrated above may be prepared by 
copolymerizing propylene, ethylene and a-olef ins of 4 ~ 20 carbon atoms at a temperature of 40 ~ 100°C so that the 
structural units (a) derived from propylene are present in an amount of 90 ~ 99 mol% in the resulting copolymers, the 
structural units (b) derived from ethylene in an amount of 0.5 - 9.5 mor%, and the structural units (C) derived from a- 
olefin in an amount of 0.5 ~ 9.5 mol%, in the presence of catalysts formed from 

[A] hafnium compounds having as ligands muttidentate compounds in which at least two groups selected from 
among conjugated cycloaJkadienyl groups or substituted groups thereof are linked together via lower alkylene 
groups, and 

[B] organoaluminum oxy-compounds. 

[0114] In that case, the copolymerization may be carried out by employing the same conditions as used in the prep- 
aration of the aforementioned ethylene copolymers. 

[0115] The second propylene random copolymers of the invention as illustrated above are excellent particularly in 

heat-sealing properties at low temperatures, and hence are used as heat-sealing agents. * 

[01 1 6] Hereinafter, the first olefin polymerization catalysts of the present invention are illustrated in detail. 

[011 7] The first olefin polymerization catalysts of the invention are formed from 

[A] hafnium compounds having as ligands muttidentate compounds in which at least two groups selected from 
among conjugated cydoalkadienyl groups or substituted groups thereof are linked together via lower alkylene 
groups. 

[B] organoaluminum oxy-compounds, and 

[C] organoaluminum compounds. 

[01 1 8] In the olefin polymerization catalyst mentioned above, the hafnium compounds [A] and organoaluminum oxy- 
compounds [B| used may be the same as those mentioned previously. 

[01 1 9] The organoaluminum compounds [C] used herein may be those having in the molecule at least one Al-C bond, 
for example, the compounds as mentioned below. 

[0120] That is, (i) organoaluminum compounds represented by the general formula (R^mAlfOR^nHpXq wherein R 1 
and R 2 , which may be the same or different, are each hydrocarbon of usually 1 to 15 carbon atoms, preferably 1 to 10 
carbon atoms, X is halogen, m is 1 ^ m ^ 3, n is 0 £ n £ 2, p is 0 £ p 3 2, and q is 0 ^ q s 2, and m+n+p+q=3, 
and (ii) alkylated complex compounds of metals of Group 1 of the periodic table and aluminum represented by the gen- 
eral formula M 1 AI(R 1 ) 4 wherein M 1 is Li, Na or K, and R 1 is as defined above 

[0121] Of the organoaluminum compounds mentioned above, particularly preferred are those having hydrocarbon 
groups other than n-alkvj group. Hydrocarbon groups other than n-alkyl group may include alkyThaving a branched 
chain such as isoalkyl.-cycJoaJkyl and aryl. The organoaluminum compounds as illustrated above may include, for 
example, trialkylaluminum such as triisopropyaluminum, triisobutylaluminum, tri-2-methylbutylaluminum, tri-3-methyl- 
butylaluminum, tri-2-methylpentylaluminum, tri-3-methylpentylaluminum, tri-4-methylpentylaIuminum, tri-2-methylhexy- 
laluminum, tri-3-methylhexylaluminum and tri-2-ethylhexylaluminum; tricycloalkyl aluminum such as 
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tricydohexylaluminum; triarylaluminum such as triphenylaluminum and tritolylaluminum; dialkylaluminum hydrides 
such as diisobutylaluminum hydride; and aJkyialumirtum alkoxides such as isobutylaJuminum methoxide, isobutylalumi- 
num ethoxide and isobutytaluminum isopropoxide. Of these organoaluminum compounds, preferred are those having 
branched alky I groups, particularly trialkytaluminum compounds. Furthermore, isoprenylaluminum represented by the 
general formula (i-C5H 9 ) x AJy(C5H 10 ) z wherein x, y and z are each a positive integer, and z s 2x, is also useful. Com- 
pounds capable of forming the above-mentioned organoaluminum compounds in the polymerization system, for exam- 
ple, halogenated aluminum and alkyi lithium, or halogenated aluminum and aJkyl megnesium, may be added to the 
polymerization system. 

[0122] In polymerizing olefin by using the first olefin polymerization catalysts of the present invention, the hafnium 
compound [A] is desirably used in an amount, in terms of hafnium atoms present in the polymerization reaction system, 
of 1 0" 8 - 1 0" 2 gram atom/I, preferably 10" 7 - 1 0" 3 grain atom/I, the organoaluminum oxy-compound [B] is desirably used 
in an amount, in terms of aluminum atoms present in the polymerization reaction system, of less than 3 mg atom/I, pref- 
erably 0.01 ~ 2 mg atom/I and especially 0.02 ~ 1 mg atom/1 , and the organoaluminum compound [C] is desirably used 
in such an amount that the proportion of aluminum atoms derived from said organoaluminum compound [C] in the reac- 
tion system to the total aluminum atoms of the organoaluminum axycompound [B] and organoaluminum compound [C] 
is 20 ~ 99%, preferably 25 ~ 98% and especially 30 ~ 95%. 

[0123] In the reaction system, the ratio of the total aluminum atom of the organoaluminum oxy-compound [B] and 
organoaluminum compound [C] to halfnium atoms of the hafnium compound [A] is usually 20 ~ 10000; preferably 50 ~ 
5000 and especially 100 - 2000. 

[0124] The olefin polymerization may be carried out by employing the same condition as used in the preparation of 
ethylene copolymers as aforesaid. 

[0125] Hereinafter, the second olefin polymerization catalysts of the present invention are illustrated in detail. 
[0126] Tne second olefin polymerization catalysts of the invention are formed from 

[A] hafnium compounds having as ligands multidentate compounds in which at least two groups selected from 
among conjugated cycloalkadienyi groups or substituted groups thereof are finked together via lower alkyi ene 
groups, 

[B-1] organoaluminum oxy-corrtpounds formed from tri-n-alkylaluminum, and 

[B-2] organoaluminum oxy-compounds in which at least one hydrocarbon group other than n-aJkyl is linked to Al 
atom. 

[0127] In the olefin polymerization catalysis mentioned above, the hafnium compounds [A] used are the same as 
those mentioned previously. 

[0128] Tne catalyst components [B-1] used in the second olefin polymerization catalysts of the invention are organoa- 
luminum oxy-compounds formed from tri-n-alkytaluminum. 

[0129] n-alkyl group in the tri-n-alkytaluminum mentioned above includes methyl, ethyl, n-propyl, n-butyl, rvoctyl and 
n-decyl. Among these, particularly preferred is methyl. 

[01 30] The catalyst components [B-2] used in the second olefin polymerization catalysts of the invention are organoa- 
luminum oxy-compounds in which at least one hydrocarbon group other than n-alkyl is linked to Al atom. 
[0131] The hydrocarbon group other than n-alkyl includes alkyi having branched chain such as isoalkyt, cydoalkyl and 
aryl. 

[0132] The above-mentioned organoaluminum oxy-compounds [B-2] in which at least one hydrocarbon group other 
than n-alkyl is linked to Al atom may be formed from organoaluminum compounds in which at least one hydrocarbon 
group other than n-alkyl is linked to Al atom. Such organoaluminum compounds as used in the above case include, for 
example, trialkytaluminum such as triisopropylaluminum, triisobutytalumjnum, tri-2-methyIbutylaluminum, tri-3-methyl- 
butylaluminum, tri-2-methytperrrylaJuminum, tri-3-methylpentyl aluminum, tri-4-methylpentylaluminum, tri-2-methylhexy- 
laJuminum, tri-3-methylhexylaiurrrinum and tri-2-ethylhexytaluminum; tricydoalkylalurrrinum such as 
tricydohexylaluminum; triarylaluminum such as triphenylaluminum and tritolylaluminum; dialkylaluminum hydrides 
such as diisobutylaluminum hydride; and alkylaluminum alkoxides such as isobutytaluminum methoxide, isobutytalumi- 
num ethoxide and isobutytaluminum isopropoxide. Of these organoaluminum compounds, preferred are those having 
branched alkyi groups, particularly trialkytaluminum compounds. Furthermore, isoprenylaluminum represented by the 
general formula (\-C4H s ) x A\^C 5 H^ 0 ) z wherein x, y and z are each a positive integer, and z s 2x, is also useful. 
[0133] In polymerization olefin by using the second olefin polymerization catalysts of the present invention, the haf- 
nium compound [A] is desirably used in an amount, in terms of hafnium atoms present Jn the polymerization reaction 
system, of 10^ ~ 10~ 2 gram atom/I, preferably 10" 7 - 10" 3 gram atom/I, the organoaluminum oxy-compound [B-1] in an 
amount in terms of aluminum atoms in the polymerization reaction system, of less than 3 mg atom/I, preferably 0.01 ~ 
2 mg atom/I and especially 0.02 ~ 1 mg atom/I, and the organoaluminum oxy-compound [B-2] in such an amount that 
the proportion of aluminum atoms derived from the organoaluminum oxy-compound [B-2] in the reaction system to th 
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total aluminum atom of the organoaluminum oxy-compound [B-1] and aganoaluminum oxy-compound [B-2] is 20 ~ 
95%. preferably 25 ~ 90% and especially 30 ~ 85%. 

[01 34] In the reaction system, the ration of th total aluminum atom of the organoaluminum oxy-compound [B-1 ] and 
organoaluminum oxy-compound [B-2] to hafnium atoms of the hafnium compound [B] is usually 20-1 0000, preferably 
5 50 - 5000 and especially 100 ~ 2000. 

[0135] In that case, the olefin polymerization may be earned out by employing the sam conditions as used in the 
preparation of ethylene copolymers as aforesaid. 

EFFECT OF THE INVENTION 

w 

[01 36] Novel ethylene copolymers of the present invention are small in Mw/Mn and narrow in molecular weight distri- 
bution and, moreover, large in MFR 10 /MFR2 and excellent in fiowability. Accordingly, the ethylene copolymers of the 
invention have excellent processabilrty and are excellent in anti-blocking properties and the like properties. 
[0137] Novel propylene copolymers of the invention are low in melting point in comparison with known propylene/a- 
15 olefin random copolymers even when said novel propylene copolymers are low in a-olefin content, and hence they have 
excellent anti-blocking properties and stiffness. In the present invention, there are also provided processes for prepar- 
ing these novel copolymers mentioned above readily and efficiently. 

[0138] The olefin polymerization catalysts of the invention exhibit high activities even when relatively small amounts 
of organoaluminum oxy-compounds are used therein, and by the use of said catalysts, olefin polymers large in molec- 
20 ular weight and narrow in molecular weight distribution and composition distribution are obtained. 

[0139] The present invention is illustrated below with reference to examples, but it should be construed that the inven- 
tion is in no way limited to those examples. 

Example 1 (Preparation of ethylene copolymer) 

25 

(Preparation of methylaluminoxane) 

[0140] Methylaluminoxane was prepared in accordance with the procedure described in Polymer Commun.. 29. 180 
(1988). (Synthesis of ethyl enebis (i nd enyl) hafni u m dichloride) 

30 [0141 ] A nitrogen-purged 200 ml glass flask was charged with 5.4 g of bis(indenyl)ethane [synthesized on the basis 
of Bull. Soc. Chim., 2954 (1967)] and 50 ml of THF, and the flask was cooled with stirring to -30° ~ -40°C. To the flask 
was added dropwise 31.5 ml of n-Bu Li (1 .6M solution), stirred successively at -30°C for 1 hours, and the temperature 
was elevated spontaneously to room temperature, thereby amortizing the bis(indenyl) ethane. Separately, a nitrogen- 
purged 200 ml glass flask was charged with 60 ml of THF, and the flask was cooled to below -60°C, followed by gradual 

35 addition of 6.7 g of HfQ 4 (contained 0.78% by weight of zirconium atoms as contaminants). Thereafter, the flask was 
heated-up to 60°C and stirred for 1 hour. To the flask was added dropwise the artionized figand, and stirred at 60°C for 
2 hours, followed by filtration with a glass filter. The filtrate was concentrated at room temperature to about 1/5 of the 
original volume. By this operation conducted, solids were separated. The separated solids were filtered with a glass fil- 
ter, followed by washing with hexane/ethyl ether and vacuum drying to obtain ethylenebispndenyl) hafnium dichloride. 

40 [0142] The hafnium compound thus obtained contained 0.40% by weight of zirconium atoms. 

(Polymerization) 

[0143] A thoroughly nitrogen-purged 2 liter glass flask was charged with 950 ml of toluene and 50 ml of 1 -octene, and 
45 ethylene gas was passed therethrough at a rate of 160 l/hr. The temperature in the system was elevated to 55°C, and 
1 .88 mmoles in terms of aluminum atom of methylaluminoxane and 7.5 x 10~ 3 mmole of ethylenebis(indenyi) hafnium 
dichloride were added to the system to initiate polymerization. The polymerization was earned out at 60°C for 10 min- 
utes under atmospheric pressure while continuously feeding ethylene gas. The polymerization was stopped by the 
addition of small amounts of methanol, and the polymerization solution obtained was poured in large amounts of meth- 
50 anol to separate polymer. The separated polymer was dried at 130°C for 12 hours under reduced pressure to obtain 
23.2 g of a polymer having a density of 0.866 g/cm 3 . the ethylene content of 81 .3 md%, fo] of 1 .71 dl/g, Mw/Mn of 2.59, 
MFFfe of 2.12 gMO mm and MFR 10 /MFR2 ratio of 13.1. 

Example 2 

55 

[0144] A thoroughly nitrogen-purged 2 liter glass flask was charged with 1 liter of toluene, and a mixed gas of ethylene 
and propylene (1 40 l/hr and 40 l/hr respectively) was passed therethrough. The temperature in the system was elevated 
to 75°C, and 1.88 mmoles in terms of aluminum atom of methylaluminoxane and 7.5 x 10" 3 mmol of ethylenebis(inde- 
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nyl)hafnium dichloride were added to the system to initiat polymerization. The polymerization was carried out at 80°C 
for 10 minutes under atmospheric pressure while continuously feeding the above-mentioned mixed gas to the system. 
Thereafter, the operation was conducted in the same manner as in Example 1 to obtain 17.5 g of a polymer having a 
density of 0.887 g/cm 3 , the ethylene content of 84.0 mol%, fa] of 1 .50 dl/g. Mw/Mn of 2.50, MFRg of 0.80 g/10 mm and 
MFR 10 /MFR2 ratio of 12.7. 

Comparative Example 1 

[0145] A copolymer of ethylene and propylene (prepared by using a catalyst composed of VOd 3 and aluminum ethyl 
sesquichloride) having a density of 0.87 g/cm 3 , MFR2 of 2.9 g/10 mm and Ww/lvTn of 2.16 was found to have 
MFR10/MFR2 ratio of 5.90. 

Example 3 

(Preparation of hafnium catalyst) 

[0146] A glass column of 35 mm in inside diameter was filled with a suspension in toluene of 40 g of dimethylsilytated 
silica gel (Art 7719, a product of MERCK) deaerated at room temperature for 4 hours. Subsequently, 200 ml of the tol- 
uene solution (Hf = 2.07 mmol/l) of ethy1eneb*s(indeny0 hafnium dichloride prepared in Example 1 was gradually poured 
into the column. A hafnium solution (Hf = 0.17 m mot/I) eJuted by this operation was used as a catalyst component. 

(Polymerization) 

[0147] The polymerization was carried out in the same manner as in Example 1 except that the polymerization was 
earned out at 70°C for 35 minutes using 6.6 x 10" 3 mg atom of hafnium atom, to obtain 42.4 g of a colorless transparent 
polymer having a density of 0.855 g/cm 3 , the ethylene content of 76.2 mol%, fo] of 1 .89 dl/g, Ww/Wn of 2.48, MFRg of 
1.49 g/10 rrtin and MFR 10 /MFR2 ratio of 10.1. 

Exqmple 4 

[0148] The polymerization was carried out in the same manner as in Example 2 except that the hafnium catalyst com- 
ponent prepared in Example 3 was used in an amount of 6.6 x 1 0" 3 mg atom in terms of hafnium atom to obtain 1 7.0 g 
of a colorless transparent polymer having a density of 0.883 g/cm 3 , the ethylene content of 83.5 moJ%, fa] of 1 .61 dl/g, 
fflw/Mn of 2.54, MFF*2 of 0.73 g/10 mm, and MFR 10 /MFR2 ratio of 12.2. 

Examples 

[0149] The polymerization was carried out in the same manner as in Example 1 except that the polymerization tem- 
perature employed was 40°C and the polymerization time employed was 15 minutes to obtain 20.5 g of a polymer hav- 
ing a density of 0.868 g/cm 3 , the ethylene content of 82.0 mot%, fa] of 1 .79 dl/g, ffiw/ffin of 2.81, MFRg of 0.90 g/10 mm 
and MFR 10 /MFR 2 ratio of 32.0. 

Exarrple6 (Preparation of propylene copolymer) 

(Polymerization) 

[01 50] A thoroughly nitrogen-purged 2 liter stainless steel autoclave was charged at room temperature with 500 ml of 
toluene, 3 moles of propylene, 0.1 mole of 1 -butene and 5 mg atom in terms of Al atom of methylaluminoxane. The tem- 
perature in the polymerization system was elevated to 45°C. and 1 .25 x 10" 3 mmole of the ethytenebis(indenyf) hafnium 
dichloride obtained in Example 1 was added to the system to carry out polymerization at 50°C for 0.5 hours. The polym- 
erization was stopped by the addition of methanol to the polymerization system. 

[0151] The polymer slurry obtained was poured into large amounts of methanol, the slurry was recovered by filtration 
and washed with an isobutyl alcohol/hydrochloric acid solution to remove the catalyst components therefrom. The 
recovered slurry was then vacuum dried overnight at 80°C and 200 ~ 300 mmHg to obtain 27.5 g of a polymer havinp 
the 1 -butene content of 2.2 mol%, fa] of 3.^2 dl/g as measured in decalin at 135°C, a melting point of 124°C as meas- 
ured by DSC, a boiling trichloroethylene-insoluble content of 0% by weight, boiling n-pentane-solubi content of 0.3% 
by weight and Mw/Mn of 2.41 as measured by GPC. 
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Example 7 

[0152] The polymerization was carried out in the same manner as in Example 6 except that the amount of 1-buten 
charged was changed to 0.25 mol to obtain 29.1 g of a polymer having the 1-butene content of 5.6 mor%, M of 2.95 
dl/g. a melting point of 1 16°C. a boiling trichloroethylene-insoluble content of 0% by weight, a boiling n-pentane-soluble 
content of 0.4% by weight and Ww/Wn of 2.33. 

Example 8 

(Polymerization) 

[0153] A mixed gas composed of 96.7 mol% of propylene, 2.1 mol% of 1-butene and 1.2 mor% of ethylene was pre- 
pared. 

[0154] A thoroughly nitrogen-purged 2 liter stainless steel autoclave was charged with 500 ml of toluene and then 
coded to 0°C, and the autoclave was further charged with 3 moles of the mixed gas prepared above and 5 mg atom in 
terms of AJ atom of methyfaluminoxane. The temperature in the polymerization system was elevated to 45°C, and 1 .25 
x 10" 3 m mole of the ethylenebis(indenyO hafnium dichloride obtained in Example 1 was added to the system to initiate 
polymerization at 50°C for 0.5 hours. The polymerization was stopped by the addition of methanol to the polymerization 
system. The polymer slurry obtained was poured into large amounts of methanol, the slurry was recovered by filtration 
and washed with an tsobutyl alcohol/hydrochloric acid solution to remove the catalyst components therefrom. The 
recovered polymer was then vacuum dried overnight at 80°C and 200 ~ 300 mmHg to obtain 51 .3 g of a polymer having 
the 1-butene content of 1.4 mor%, the ethylene content of 1.1 mol%, fo] of 3.32 dl/g as measured in decalin at 135°C, 
a melting point on 21 °C as measured by DSC, a boiling trichioroethyleneHnsoluWe content of 0% by weight, boiling n- 
pentane-soluble content of 0.9% by weight and Kfw/ffin of 2.45 as measured by GPC. 

Example 9 

[01 55] The polymerization was carried out in the same manner as in Example 8 except that the mixed gas composed 
of 95. 1 mol% of propylene, 3.9 mol% of 1 -butene and 1 .0 mol% of ethylene was used to obtain 48.5 g of a polymer hav- 
ing the 1 -butene content of 2.7 mol%, the ethylene content of 0.8 md%, fn] of 3.29 dl/g, a melting point of 1 1 8°C, a boil- 
ing trichloroethylene-insoluble content of 0% by weight a boning n-pentane-soluble content of 1.1% by weight and 
Mw/Mnof2.40. 

Example 1Q 
(Polymerization) 

[01 56] A thoroughly nitrogen-purged 2 liter stainless steel autoclave was charged with 750 ml of toluene and then sat- 
urated with propylene gas. To the autoclave were added 7.5 mg atom in terms of Al atom of methyialuminoxane and 
1.88 x 10" 3 mmole of the ethy!enebis(indenyQ hafnium dichloride. Polymerization was carried out at 50°C for 0.5 hour at 
the total pressure of 7 kg/cm 2 G while continuously feeding propylene gas to the autoclave. The polymerization was 
stopped by the addition of methanol to the polymerization system. The polymer slurry obtained was poured into large 
amounts of methanol, the slurry was recovered by filtration and washed with an isobutyl alcohol/hydrochloric acid solu- 
tion to remove the catalyst components therefrom. The recovered slurry was then vacuum dried overnight at 80°C and 
200 - 300 mmHg to obtain 1 07. 1 g of an isotactic polypropylene having Mw/Mn of 1 .89 as measured by GPC, a melting 
point of 1 32°C as measured by DSC, fo] of 2.82 dl/g as measured in decalin at 135°C, a boiling trichloroethylene-insol- 
uble content of 0% by weight and a boiling n-pentane-soluble content of 0.2% by weight 

Example 11 

[0157] A mixed gas composing 98.5 mol% of propylene gas and 1 .5 mol% of ethylene gas was prepared. The oper- 
ation subsequent thereto was carried out in the same manner as in Example 6 to obtain 53.3 g of a polymer having the 
ethylene content of 1 .3 mol%. fn) of 3.50 dl/g, a melting point of 125°C, a boning trichloroethylene-insoluble content of 
0% by weight a boiling n-pentane-soluble content of 1 .0% by weight and KSw/Hn of 2.39. ^ 

Evaluation 

[01 58] Heat-sealing properties of the propylene polymers obtained hereinabove were evaluated in the following man- 
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ner. 

Preparation of film 

5 [01 59] On a press plate were placed an aluminum sheet of a 0. 1 mm thick, a polyester sheet (a product sold under a 
trade name of Rumiler by Toray) and a polyimide resin sheet (a product sold under a trade name of Capton by Du Pont), 
a square of 15 cm x 15 cm of the center of which had been cut off , in that order, and 0.8 g of the specimen was placed 
in this center (the cut-off portion of the polyimide resin sheet), and then Rumiler® an aluminum sheet and a press plate 
were superposed thereon in that order (see Fig. 3) 

10 [0160] The specimen thus interposed between the press plates was placed in a hot press kept at 200°C and pre- 
heated for about 5 minutes, followed by subjecting three times to pressure application (20 kg/cm 2 G) and release oper- 
ation in order to remove air bubbles present in the specimen. Subsequently, the pressure was increased finally to 150 
kg/cm? G and the specimen was heated for 5 minutes under pressure After releasing the pressure, the press plate was 
taken out from a press machine and transferred to separate press machine kept at 30°C in its press in portion and then 

is cooled for 4 minutes at a pressure of 100 kg/cm 2 , followed by releasing the pressure and taking out the specimen there- 
from. Of the films thus obtained, those having a uniform thickness of 50 ~ 70 urn were used as the films for measure- 
ment. 

Measurement of heat-sealing strength 

20 

[01 61 ] The films thus prepared are placed for 2 days in a hygrostat kept at 50°C (aging). In practicing the aging, sheets 
of paper are applied to both sides of the film so that the films do not come in contact with each other. The films thus 
aged are cut up into strips of a 15 mm thick, and two sheets of the strip are placed one upon another and then inter- 
posed between two sheets of Teflon Rim of a 0.1 mm thick, followed by heat sealing. The heat sealing is carried out 
25 while maintaining the temperature of a lower portion of a hot plate of heat sealer constant at 70°C and varying only the 
temperature of an upper portion of hot plate suitably at intervals of 5°C. The heat-sealing pressure employed is 2 
kg/cm 2 , the heat-sealing time employed is 1 second, and a width of heat seal is 5 mm (accordingly a sealed area is 15 
mm x 5 mm). 

[01 62] Heat-sealing strength is determined by obtaining a peeling strength of the heat sealed film subjected to peeling 
so test at a rate of 30 cm/mm at each heat-sealing temperature as mentioned above. (See Fig. 4.) 

[01 63] Following the above-mentioned procedure, a peeling strength at each of the heat-sealing temperatures preset 
at interval of 5°C is obtained, and the plots of heat-sealing temperature-peeling strength are connected by means of a 
curved line. On the basis of the curved line, a heat sealing temperature corresponding to a peeling strength of 800 g 
/15 mm is taken as a completely heat-sealed temperature (see Fig. 5). 
35 [0164] Table 1 below shows completely heat-sealed temperatures of the propylene polymers obtained in the foregoing 
examples. 



Tablet 



Example 


1 


2 


3 


4 


5 


6 


Completely heat-sealed temperature (°C) 


134 


125 


117 


122 


120 


127 



Example 12 

45 

(Preparation of organoalurrrinum oxy-compound [B-1]) 

[01 65] A thoroughly nitrogen-purged 400 ml flask was charged with 37 g of A^fSO^ • 1 4H2O and 1 25 ml of toluene 
and cooled to 0°C, followed by dropwise addition of 500 mmol of trimethylaluminum diluted with 125 ml of toluene The 
so temperature of the flask was elevated to 40°C, and reaction was continued at that temperature for 10 hours. After the 
completion of the reaction, solid-liquid separation of the reaction mixture was effected by filtration, and the toluene was 
removed from the filtrate to obtain 13 g of a white solid organoatunu'num oxy-compound. The molecular weight of the 
compound obtained was 930 as measured in benzene by the cryoscopic method, and m value shown in the catalyst 
component [B-1] was 14. 

55 

(Polymerization) 

[01 66] A thoroughly nitrogen-purged 2 liter stainless steel autoclave was charged with 500 ml of toluene, and the sys- 
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tern was purged with propylene gas. Successively, to the autoclave were added 1 mmol of tnisobutylaluminum, 1 mg 
atom in terms of Al atom of the organoaluminum oxy-compound obtained above, and 1 x 10" 3 mmol of the ethyl- 
enebis(indenyl)hafnium dichloride obtained in Example 1, and the temperature of the system was elevated to 45°C. 
Thereafter, polymerization was earned out at 50°C for 1 hours, while feeding propylene gas to the polymerization sys- 
5 tern so that the total pressure became 7 kg/cm 2 G, to obtain 45.0 g of an isotactic polypropylene having fa] of 2.5 cfl/g 
as measured in decalin at 135°C, ffiw/Mn of 2.2, a melting point of 132°C, a boiling trichtoroethyleneHnsoluble content 
of 0% by weight and a boiling n-pentane-soluble content of 0.2% by weight 

Comparative Example 2 

w 

[0167] The polymerization of Example 1 2 was repeated except that the triisobutylaluminum was not used to obtain 
5.1 g of isotactic polypropylene having fa] of 1.9 dl/g, Hw/ffin of 2.1 and a melting point of 131°C. 

Example 13 

15 

[0168] The polymerization of Example 12 was repeated except that in place of the triisobutylaluminum there were 
used 1 mmol of tri-2-ethylhexytaluminum and 0.5 mg atom in terms of Al atom of commercially available aluminoxane 
to obtain 38.2 g of isotactic polypropylene having fa] of 2.3 dl/g, Ftfw/ffln of 2.4, a melting point of 1 31 °C, a boiling trichlo- 
roethylene-insoluble content of 0% by weight and a boiling n-pentane-soluble content of 0.3% by weight 

20 

Example 14 

[0169] A nitrogen-purged 1 liter glass autoclave was charged with 335 ml of toluene and 15 ml of octene, followed by 
elevating the temperature of the system to 70°C while blowing ethylene gas thereinto. Successively, to the autoclave 
25 were added 0.4 mmol of triisobutylaluminum, 02 mg atom in terms of Al atom of commercially available aluminoxane 
and 3 x irr 3 mmol of the ethyl enebis(indenyl)hafnium dichloride obtained in Example 1 to initiate polymerization. The 
polymerization was carried out at 70°C for 30 minutes while continuously feeding ethylene gas to the polymerization 
system to obtain 16.8 g of an ethylene/1 -octene copolymer having Hw/RJn of 3.18, MFR 2 of 0.09 g/10 min, 
MFRj 0/MFR2 of 30.7 and a density of 0.879 g/cm 3 . 

30 

Exgmplft 15 

(Preparation of organoaluminum oxy-compound [B-2]) 

35 [01 70] A thoroughly nitrogen-purged 400 ml flask was charged with 4.9 g of AJ^SO^ • 1 4HgO and 1 25 ml of toluene 
and cooled to 0°C, followed by dropwise addition of 200 mmol of triisobutylaluminum diluted with 1 25 ml of toluene. The 
temperature of the reaction system was elevated to 40°C. and reaction was continued at that temperature for 24 hours. 
After the completion of the reaction, solid-liquid separation of the reaction mixture was conducted by filtration, the tolu- 
ene was removed from the filtrate, and a molecular weight of the organoaluminum oxy-compound [B-2] obtained was 

40 measured in benzene by the cryoscopic method to find that it was 61 0. 

(Polymerization) 

[0171 ] A thoroughly nitrogen-purged 2 liter stainless steel autoclave was charged with 500 ml of toluene, and the sys- 
45 tern was then purged with propylene gas. Successively, to the autoclave were added 1 mg atom each in terms of Al 
atom of the organoaluminum oxy-compound [B-1] and the organoaluminum oxy-compound [B-2] and 1.0 x 10~ 3 mmol 
of ethylenebis(indenyO hafnium dichloride, and the temperature of the polymerization system was elevated to 30°C. 
Thereafter, polymerization was carried out at 30°C for 20 minutes while feeding propylene gas to the total pressure 
became 5 kg/cm 2 G to obtain 9.5 g of isotactic polypropylene having fa] of 4.1 dl/g, IvJw/TOn of 3.5, a melting point of 
50 1 35°C, a boiling trichloroethylene-insoluble content of 0% by weight and a boiling n-pentane-soluble content of 0.2% by 
weight 

Example 16 

55 [61 72] Example 1 2 was repeated except that the polymerization was earned out under the total pressure of 7 kg/cm 2 
G at 50°C for 1 hours using 1 mg atom in terms of Al atom of (iso-C 4 H9) 2 AI-0-AI(iso-C4H 9 )2 as the organoaluminum 
oxy-compound [B-2] and 0.5 mg atom in terms of Al atom of the organoaluminum oxy-compound (B-1] to obtain 35.1 g 
of isotactic polypropylene having fa] of 2.2 dl/g, Mw/Mn of 2. 1 , a melting point of 1 32°C, a boiling trichlproethylene-insol- 
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uble content of 0% by weight and a boiling n-pentane-solubie content of 0.3% by weight 
Comparative Example 3 

[0173] Example 16 was repeated except that the organoaluminum oxy-compound [B-2] was not used to obtain 2.4 g 
of isotactic polypropyien having [ri] of 1 .5 dl/g and a melting point of 130°C. 

Example 17 

[01 74] A thoroughly nitrogen-purged 1 liter glass autoclave was charged with 328 ml of toluene and 22 ml of 1 -octane, 
and the system was then elevated in temperature to 70°C while blowing ethylene gas thereinto. Successively to the 
autoclave were added 0.4 mg atom in terms of Al atom of 

(iso-C 4 H 9 ) 2 A1- (O- Al) 2 -OAl <iso-C 4 H 9 ) 2 

±so-C4H9 

as the organoaluminum oxy-compound [B-2], 0.2 mg atom in terms of Al atom of the above-mentioned organoaluminum 
oxy-compound [B-1] and 3 x 1 0" 3 mmol of ethylenebis(indenyl) hafnium dichlorkJe to initiate polymerization. The polym- 
erization was carried out at 70°C for 30 minutes while continuously feeding ethylene gas to the polymerization system 
to obtain 12.3 g of an ethylene/1 -octene copolymer having Mw/Mn of 2.49, MFR2 of 7.2 g/10 min, MFR 10 /MFR2 of 9.3 
and a density of 0.853 g/cm 3 . 

Claims 

1 . In ethylene copolymers composed of structural units (a) derived from ethylene and structural units (b) derived from 
a-olefin of 3 ~ 20 carbon atoms, the improvement which resides in that the ethylene copolymers have 

(A) a density of 0.85 ~ 0.92 g/cm 3 , 

(B) an intrinsic viscosity fa] as measured in decalin at 135°C of 0.1 ~ 10 dl/g, 

(C) a ratio (Mw/Mn) of a weight average molecular weight (Mw) to a number average molecular weight (Mn) as 
measured by GPC of 1.2 - 4, and 

(D) a ratio (MFR^FFy of MFR 10 under a load of 10 kg to MFR2 under a load of 2.16 kg at 190°C of 8 ~ 50. 

2. In a process for preparing ethylene copolymers, the improvement which comprises copolymerizing ethylene and a- 
olef in of 3 ~ 20 carbon atoms in the presence of a catalyst so that the resulting copolymers have a density of 0.85 
~ 0.92 g/cm 3 , said catalyst being composed of 

[A] a hafnium compound having as a iigand a multidentate compound in which at least two groups selected 
from among indenyl groups or substituted groups thereof are linked together via lower alkylene groups or haf- 
nium compounds obtained by treating the above-mentioned hafnium compounds with alkylsilylated silica gel, 
and 

[B] an organoaluminum oxy-compound. 

3. In propylene random copolymers composed of structural units (a) derived from propylene and structural units (b) 
derived from a-olefin of 4 ~ 20 carbon atoms, the improvement which resides in that the propylene random copol- 
ymers have 

(i) the structural units (a) in an amount of 90 - 99 mol% and the structural units (b) in an amount of 1 ~ 10 
mol%, 

00 an intrinsic viscosity ft] as measured in decalin at 135°C of 0.5 ~ 6 dl/g, 

(iii) a melting point [Tm] as measured by a differential scanning calorimeter falling within the range of 

90<Tm<155-3.5(100-P) 

wherein P is the propylene content (mol%) present in the copolymer, 
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(iv) a ratio (Mw/Mn) of a weight average molecular weight (fflw) to a number average molecular weight (ffln) as 
measured by gel permeation chromatography of less than 3.5, and 

(v) a boiling trichloroethylene-insoluble content of less than 5% by weight 

5 4. In a process for preparing propylene random copolymers, the improvement which comprises copolymerizing pro- 
pylene and a-olef in of 4-20 carbon atoms at a temperature of 40 ~ 1 00°C in the presence of a catalyst so that the 
resulting copolymers have structural units (a) derived from propylene in an amount of 90 ~ 99 mol% and structural 
units (b) derived from a-olef in in an amount of 1 ~ 10 mot%, said catalyst being formed from 

10 [A] a hafnium compound having as a ligand a muftidentate compound in which at least two groups selected 

from among cycloaJkadienyl groups or substituted groups thereof are linked together via lower aJkylene groups, 
and 

[B] an organoaluminum axy -compound. 

15 5. In propylene random copolymers composed of structural units (a) derived from propylene, structural units (b) 
derived from ethylene and structural units (c) derived from a-olef in of 4 ~ 20 carbon atoms, the improvement which 
resides in that the propylene random copolymers have 

(i) the structural units (a) in an amount of 90 ~ 99 mol%, the structural units (b) in an amount of 0.5 - 9.5 mor% 
20 and the structural units (c) in an amount of 0.5 - 9.5 mol%, 

(ii) an intrinsic viscosity fa] as measured in decalin at 1 35°C of 0.5 - 6 dl/g, 

(iu) a melting point [Tm] as measured by a differential scanning calorimeter falling with in the range of 

70 <Tm< 155-5.5 (100- P) 

25 

wherein P is the propylene content (mof%) present in the copolymer, and 
(iv) a boiling trichloroethylene-insoluble content of less than 5% by weight. 

6. In a process for preparing propylene random copolymers, the improvement which comprises copolymerizing pro- 
30 pylene, ethylene and a-olef in of 4 - 20 carbon atoms in the presence of a catalyst so that the resulting copolymers 
have structural units (a) derived from propylene in an amount 90-99 mol%, structural units (b) derived from eth- 
ylene in an amount of 0.5 ~ 9.5 mot% and structural units (c) derived from a-olef in in an amount of 0.5 ~ 9.5 mol%, 
said catalyst being formed from 

35 [A] a hafnium compound having as a ligand a muttidentate compound in which at least two groups selected 

from among cycloalkadienyl groups or substituted groups thereof are linked together via lower alkylene groups, 
and 

[BJ an organoaluminum cocy-compound. 
40 7. A heat sealing agent comprising the propylene random copolymers as claimed in claim 3 or 5. 
a An olefin polymerization catalyst formed from 

[A] a hafnium compound having as a ligand a muttidentate compound in which at least two groups selected 
45 from among conjugated cydoalkadienyl groups or substituted groups thereof are linked together via lower 

alkylene groups, 

[B] an organoaluminum oxy-compound, and 

[C] an organoaluminum compound. 

so 9. An olefin polymerization catalyst formed from 

[A] a hafnium compound having as a ligand a muttidentate compound in which at least two groups selected 
from among conjugated cycloalkadienyl groups or substituted groups thereof are linked together via lower 
alkylene groups, ^ 6 

55 [BJ an organoaluminum oxy-compound formed from tri-n-alkylaluminum, and 

[C] an organoaluminum oxy-compound in which at least one hydrocarbon group other than n-alkyl group has 
been linked to Al atom. 
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FIG. 1 
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FIG.3 
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